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ABSTRACT
Nano-materials are considered as suitable heterogeneous catalysts for many organic reactions. Herein oxidized carbon nanotube
(SWCNTs-COOH) has been reported as a heterogeneous catalyst, for protection of carbonyl groups as hydrazones in EtOH at
80 °C. The reactions proceed smoothly with good to excellent yields, and the SWCNTs-COOH used can be recycled.
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1. Introduction
The protection of carbonyl groups is an old reaction in general
organic chemistry.1, 2 Although several groups have reported
new methods for protection of carbonyl groups as hydrazones:
i) catalyzed by ZrOCl2.8H2O (10 mol%) in acetonitrile,
3
ii) protection system consisting of phenyl hydrazine or 2,4-di-
nitrophenylhydrazine with acidic zeolite in hexane/methanol,4
iii) Dowex polymer5 and iiii) basic alumina as heterogenic
catalysts.6 In addition, protection of carbonyl groups with
phenyl hydrazine or 2,4-dinitrophenylhydrazine has potential
advantages. Hydrazones are useful compounds in organic
chemistry; for instance, these compounds have interesting biologi-
cal properties, such as anti-inflammatory, analgesic, anti-
convulsant, antituberculous, antitumor, anti-HIV and anti-
microbial activity.7–12 Additionally, these compounds are widely
employed as ligands for metal complexes, organocatalysis and
also for the syntheses of heterocyclic compounds.13–14 With this in
mind, it was decided to investigate the protection of carbonyl
groups with phenyl hydrazine and 2,4-dinitrophenylhydrazine
using SWCNTs-COOH as catalysts.
On the other hand, materials with nano-sized tubular struc-
tures including carbon and metal have been developed.15
Among the nano-structured, carbon nanotube has been a focus
of extensive research due to its chemical stability, large surface
area, non-toxicity, small dimensions and remarkable physical
properties of these materials.16 Carbon nanotubes have shown
their potential in many fields.17–19 Along with our previous
research on carbon nanotubes,20–22 we now describe another
application for carbon nanotubes. Although SWCNTs-COOH
has been considered as a suitable heterogeneous catalyst, there
are in our opinion no reports for catalytic activity of SWCNTs-
COOH. Hence, in this context, we reported a mild and conve-
nient procedure for protection of carbonyl groups by using
SWCNTs-COOH as catalyst. The major advantages of the
SWCNTs-COOH as catalyst are: (1) ease of separation from
reaction mixture by filtration; and (2) catalyst recycling.
2. Experimental
The protection of carbonyl compounds schematically is shown
in Scheme 1.
Protection of carbonyl compounds: A mixture of oxidized
nano carbontube (SWCNT-COOH) (1 g),21 reagent (hydrazine
derivatives) (1 mmol), carbonyl compound (1 mmol) and ethanol
(5 ml) were mixed in a mortar. The reaction mixture was then
poured into a round-bottomed glass equipped with a condenser
and heated with stirring in an oil bath at 80 °C for a specified time
(Table 3). The progress of the reaction was monitored by TLC
using n-hexane/ethyl acetate. After the reaction was completed,
EtOAc (2 × 20 mL) was added to the reaction mixture. Later, the
resulted mixture was filtered by using a 0.45 µm polytetra-
fluoroethylene filter (Millipore PTFE) to separate the SWCNT-
COOH. After filtration, solvent was removed under reduced
pressure to afford the respective products. NMR, IR spectra
confirmed the structure of the products that compared with
authentic samples obtained commercially or prepared by the
reported methods. Most of the compounds are known and their
analytical data were previously reported in the literature.
Recovery of SWCNTs-COOH: The SWCNTs-COOH on the
filter, obtained after the filtration described in the previous
section, was washed with EtOH 2–3 times to complete removal
of organic residues, dried in an oven at 100–120 °C for 10–11 h
and then the catalyst was re-used for the same reaction. The
mass of the catalyst was checked over five cycles and it was
found that the mass of SWCNT-COOH did not significantly
RESEARCH ARTICLE M.K. Borazjani, H.R. Safaei, M. Panahandeh, A.R. Kiani, M. Kiani and M. Mofarahi 279
S. Afr. J. Chem., 2013, 66, 279–281,
<http://journals.sabinet.co.za/sajchem/>.
* To whom correspondence should be addressed. E-mail: maryamkiani.b@gmail.com
Scheme 1
Protection of carbonyl compounds.
change due to efficient filtration by using the 0.45 µm
polytetrafluoroethylene filter (Millipore PTFE).
3. Results and Discussion
As shown in to Scheme 1, a systematic study of the reaction
between carbonyl compounds and hydrazine derivatives was
studied by using SWCNTs-COOH as catalyst in EtOH and 80 °C.
The feasibility of the present protection of carbonyl compounds
was first examined by using benzaldehyde as a model substrate.
Hence, benzaldehyde was treated with 2,4-dinitrophenyl-
hydrazine under various conditions (Table 1). As it can be seen in
Table 1, the best results were achieved with SWCNTs-COOH
in EtOH and 80 °C (entry 5). In entry 2, no significant product
formation was observed without catalysts after 240 minutes at
80 °C.
The reusability of the catalyst was checked over five cycles. As
shown in Table 2, the yields of protection of carbonyl in the
second, third, fourth and fifth uses of the catalyst were almost
the same as that in the first use. It seems that the reduction in
yield is due to a recovery error.
To establish the scope of SWCNTs-COOH as a catalyst for the
protection of carbonyl compounds, structurally diverse car-
bonyl compounds were treated with phenyl hydrazine and
2,4-dinitrophenyl hydrazine. The results are summarized in
Table 3. As shown in Table 3, a wide range of aldehydes including
either electron-donating or electron-withdrawing substituent
with hydrazine derivatives were employed (entries 1–17). The
protection of carbonyl compound by hydrazine derivatives
should be a facile reaction due to the good electrophilic (carbonyl
compound) and good nucleophilic (hydrazine derivatives)
properties. The presence of electronic factors in the reactivity
was observed. The presence of the methyl group in 4-methyl-
benzaldehyde reduces the electrophilicity of the carbonyl
carbon and the strong electron-withdrawing properties of the
nitro group in 2,4-nitrophenylhydrazine decreases the nucleo-
philicity of the amine group. Entry 5 is the best due to the good
electrophile (aldehyde) and good nucleophile (hydrazine). In all
cases, phenyl hydrazine, being more nucleophilic than 2,4-nitro-
phenylhydrazine appears to require shorter reaction times and
gives better yields.
Substrates such as furfural and cinnamaldehyde, being
acid-sensitive substrates, were efficiently protected as the corre-
sponding  phenyl  hydrazine  and  2,4-dinitrophenylhydrazine
derivatives (Table 3, entries 14–17). As is shown in Table 3, the
two hydrazone derivatives were produced in very good yields.
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Table 1 Reaction between benzaldehyde and 2,4-dinitrohydrazine in the
presence of various catalysts.
Entry Catalyst/conditions Time/min Convertion
/% a
1 SWCNTs-COOH (0.25g)/neat/80 °C 180 40 b
2 No catalyst/EtOH/80 °C 240 0 b
3 SWCNTs-COOH(0.5g)/EtOH/80 °C 180 50 b
4 SWCNTs-COOH (1 g)/EtOH/r.t 180 0 b
5 SWCNTs-COOH (1 g)/EtOH/80 °C 45 100 c,d
a Isolated yield by column chromatography. The identity of products was
determined by comparing their physical and spectral data with those of the
authentic samples; b Reactions performed once; c Reaction performed twice;
d Reaction was attempted at room temperature without success.
Table 2 Reactivity study of recycled SWCNTs-COOH on reaction benz-
aldehyde with 2,4-dinitrophenylhydrazine in EtOH and 80 °C. Catalyst







Table 3 SWCNTs-COOH (1 g) catalyzed the protection of carbonyl compounds in EtOH and 80 °C.
Entry R1 R2 G
a Time/min Yield/% Mp b,23/°C (Lit.)
1 C6H5 H A 40 98 156 (158)
2 C6H5 H B 45 98 236 (237)
3 4-Cl-C6H5 H A 30 95 125 (127)
4 4-Cl-C6H5 H B 30 98 263 (265)
5 4-NO2-C6H5 H A 30 98 158 (159)
6 4-NO2-C6H5 H B 180 0 –
7 4-CH3-C6H5 H A 75 96 111 (112)
8 4-CH3-C6H5 H B 90 40 231 (233)
9 3-CH3-C6H5 H A 30 95 91 (91)
10 3-CH3-C6H5 H B 90 50 193 (194)
11 3,4-DiCH3O-C6H5 H A 45 95 121 (121)
12 3,4-DiCH3O-C6H5 H B 90 40 262 (264)
13 4-OH-C6H5 H A 90 40 177 (178)
14 2-Furyl H A 45 95 98 (98)
15 2-Furyl H B 45 95 211 (213)
16 C6H5-CH=CH H A 45 98 167 (168)
17 C6H5-CH=CH H B 45 97 252 (255)
c
18 Cyclohexyl – A 120 40 81 (81)
19 CH3 H A 90 40 92 (92)
24
20 CH3 H B 50 97 167 (168)
21 CH3(CH2)3 H B 65 95 101 (103)
24
22 C6H5 CH3 A 60 40 104 (105)
a A: Phenyl hydrazine; B: 2,4-dinitrophenyl hydrazine.
b The identity of products was determined by comparing their physical and spectral data with those of the authentic samples.
c Temperature at which decomposition occurs.
It can also be emphasized that the reactions are very clean, the
SWCNTs-COOH is recycled without a decrease in efficiency,
and from the economic and environmental points of view the
use of SWCNTs-COOH is an improvement.
In terms of a proposed mechanism for the reaction, it is known
that mildly acidic conditions (pH = 5–6) provide the best condi-
tions for this reaction. Since the pH of SWCNTs-COOH is »5,21
it would be suitable for a carbonyl to hydrazone transformation.
A tentative mechanism showing the function of the SWCNTs-
COOH used in our study is presented in Scheme 2.
4. Conclusions
In summary, it is shown that SWCNTs-COOH is a highly
active catalyst for the protection of carbonyl groups of aldehydes
in good to excellent yields. Among the advantages of the method
that can be mentioned are: (i) ease of separation catalyst from
reaction mixture by filtration and (ii) catalyst recycling.
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Scheme 2
Proposed mechanism of protection of carbonyls by using SWCNTs-COOH as catalyst.
